1
H and 13 C NMR spectra of thioglycoside 1b S9-S10 165.8, 158.5, 150.3, 138.9, 137.4, 135.9, 133.1, 129.9, 128.7, 128.4, 128.2, 128.1, 127.94, 127.85, 127.7, 87.0, 79.5, 78.2, 73.6, 69.6, 68.5, 60.1, 47.5, 40.4, 21 
Low-temperature NMR analysis of glycosyl triflates
The anodic oxidation was carried out in an H-type divided cell (4G glass filter) equipped with a carbon felt anode (Nippon Carbon JF-20-P7, ca. 160 mg, dried at 250 C/1 mmHg before use) and a platinum plate cathode (10 mm x 10 mm). In the anodic chamber were placed thioglycoside 1a (45.0 mg, 0.10 mmol) and 0. 
Glycosylation of glycosyl triflate with alcohols
The anodic oxidation was carried out in an H-type divided cell (4G glass filter) equipped with a carbon felt anode (Nippon Carbon JF-20-P7, ca. 160 mg, dried at 250 C/1 mmHg before use) and a platinum plate cathode (10 mm x 10 mm). In the anodic chamber were placed a thioglycoside 1a (48.4 mg, 0.11 mmol) and 0.1 M Bu 4 NOTf in CH 2 Cl 2 (5.0 mL). In the cathodic chamber were placed trifluoromethanesulfonic acid (22 L, 0.25 mmol) and 0.1 M Bu 4 NOTf in CH 2 Cl 2 (5.0 mL). The constant current electrolysis (4.0 mA) was carried out at −78 C with magnetic stirring. After 1.6 F/mol of electricity was consumed, methanol (20 L, 0.5 mmol) was added to the anodic chamber and the reaction mixture was stirred for an additional 1 h at −78 °C. Et 3 N (0.1 mL) was added and the mixture was filtered through a short column (2 x 3 cm) of silica gel to remove Bu 4 NOTf. The removal of solvent under reduced pressure afforded -isomer of the corresponding methyl glycoside 3 in 76% yield (29 mg, 0.084 mmol, >99% -selectivity). 14, 170.10, 169.4, 152.8, 99.9, 77.5, 74.9, 70.3, 64.9, 64.2, 60.8, 24.6, 20.9, 20.8, 14.9 afforded a mixture of 5 and 5 [2] in 89% yield (38 mg, 0.090 mmol, / = 9/91). 170.0, 169.3, 152.8, 136.3, 128.3, 128.0, 127.9, 99.5, 77.6, 74.9, 71.0, 70.2, 64.1, 60.5, 24.6, 20.83, 20.79 . 
Benzyl-N-acetyl-4,6-di-O-acetyl-2,3-N,O-carbonyl-2-deoxy--D-glucopyranoside (5). 1 H NMR (CDCl

Benzyl 2-N-acetyl-4,6-di-O-acetyl-2,3-N,O-carbonyl-2-deoxy--D-glucopyranoside (5
Electrochemical glycosylation in the presence of glycosyl acceptor
The anodic oxidation was carried out in an H-type divided cell (4G glass filter) equipped with a carbon felt anode (Nippon Carbon JF-20-P7, ca. 160 mg, dried at 250 C/1 mmHg before use) and a platinum plate cathode (10 mm x 10 mm). In the anodic chamber were placed a thioglycoside 1a (52.4 mg, 0.12 mmol), glycosyl acceptor .7, 170.3, 168.9, 152.5, 138.5, 137.8, 137.7, 128.3, 128.28, 128.25, 127.9, 127.8, 127.78, 127.75, 127.70, 127.5, 97.7, 95.4, 81.9, 79.7, 77.0, 75.6, 74.6, 73.9, 73.2, 69.9 (2C), 68.0, 66.9, 61.5, 59.9, 55.2, 23.7, 20.79, 20.75 . 3.54 (dd, J = 9.6, 3.6 Hz, 1H), 3.37 (s, 3H), 2.46 (s, 3H), 2.12 (s, 3H), 2.01 (s, 3H).
13
C NMR (CDCl 3 , 100 MHz)  170. 3, 170.0, 169.4, 153.1, 138.8, 138.7, 138.2, 128.4, 128.3, 128.1, 127.9, 127.8, 127.6, 127.5, 100.3, 97.9, 82.1, 79.9, 77.3, 77.1, 75.6, 75.2, 74.6, 73.2, 69.8, 69.6, 64.1, 60.4, 55.2, 24.5, 20.8, 20.7 . 170.5, 169.2, 152.5, 138.7, 133.2, 130.1, 128.0, 86.5, 75.9, 70.2, 67.9, 61.7, 59.9, 23.8, 21.2, 20.7, 20.6 Electrochemical glycosylation of 1a (52.5 mg, 0.12 mmol) with glycosyl acceptor 7 (46.2 mg, 0.10 mmol) at −78 o C in the presence of DTBMP afforded glucal 10 in 24% NMR yield as a major byproduct derived from 1a (Table 3, 
Triflic acid mediated isomerization of -isomer to -isomer
The crude mixture of electrochemical glycosylation 8/8 (0.094 mmol, 88 3:97) was treated with TfOH (0.094 mmol, 8 L) and 0.1 M Bu 4 NOTf in CH 2 Cl 2 (5.0 mL) at 0 °C for 1 h. Then Et 3 N (0.5 mL) was added and the removal of solvent under reduced pressure afforded the -isomer of the corresponding disaccharide 8 as a single product in 83% NMR yield.
